We consider six isomeric groups (CH 3 N, CH 5 N, C 2 H 5 N, C 2 H 7 N, C 3 H 7 N and C 3 H 9 N) to review the presence of amines and aldimines within the interstellar medium (ISM). Each of these groups contains at least one aldimine or amine. Methanimine (CH 2 NH) from CH 3 N and methylamine (CH 3 NH 2 ) from CH 5 N isomeric group were detected a few decades ago. Recently, the presence of ethanimine (CH 3 CHNH) from C 2 H 5 N isomeric group has been discovered in the ISM. This prompted us to investigate the possibility of detecting any aldimine or amine from the very next three isomeric groups in this sequence: C 2 H 7 N, C 3 H 7 N and C 3 H 9 N. We employ high-level quantum chemical calculations to estimate accurate energies of all the species. According to enthalpies of formation, optimized energies, and expected intensity ratio, we found that ethylamine (precursor of glycine) from C 2 H 7 N isomeric group, (1Z)-1-propanimine from C 3 H 7 N isomeric group, and trimethylamine from C 3 H 9 N isomeric group are the most viable candidates for the future astronomical detection. Based on our quantum chemical calculations and from other approximations (from prevailing similar types of reactions), a complete set of reaction pathways to the synthesis of ethylamine and (1Z)-1-propanimine is prepared. Moreover, a large gas-grain chemical model is employed to study the presence of these species in the ISM. Our modeling results suggest that ethylamine and (1Z)-1-propanimine could efficiently be formed in hot-core regions and could be observed with present astronomical facilities. Radiative transfer modeling is also implemented to additionally aid their discovery in interstellar space.
INTRODUCTION
Almost 200 species have been discovered in the interstellar medium (ISM) or circumstellar shells and most of them are organic in nature (https://www.astro.uni-koeln.de/cdms/molecules). The presence of numerous complex organic molecules in the ISM has been reported earlier (Herbst 2006; Cronin & Chang 1993) . The chemical richness of extraterrestrial media points to the formation of biomolecules in the ISM. There are some studies on the formation of complex pre-biotic molecules in collapsing clouds and star-forming regions (Garrod 2013; Chakrabarti & Chakrabarti 2000a,b; Chakrabarti et al. 2015) . It is suggested that if the abundance of bio-molecules is too small for detection, their precursors may be observed for estimating the abundances of these bio-molecules (Majumdar et al. 2012 (Majumdar et al. , 2013 . Aldimines and amines are the building blocks of amino acids (Godfrey et al. 1973; Holtom et al. 2005) . Thus the discovery of these species under astrophysical circumstances could be treated as important clues leading to the origin of life.
Aldimines are very important as they are seen within the reactions of Strecker-type synthesis. The Strecker synthesis prepares α-aminonitriles, which are versatile intermediates for the synthesis of amino acids via hydrolysis of nitriles. However, a Strecker-type formation route was found to be less important (Elsila et al. 2007 ). Therefore, we investigate a total of 34 molecules from six isomeric groups namely, CH 3 N, CH 5 N, C 2 H 5 N, C 2 H 7 N, C 3 H 7 N and C 3 H 9 N to find out the possibility of detecting some of the aldimines and amines which are the precursor of amino acids. From these six isomeric groups, at least one species was observed from each of the CH 3 N, CH 5 N and C 2 H 5 N isomeric groups. However, to date, any species from the C 2 H 7 N, C 3 H 7 N and C 3 H 9 N isomeric groups is yet to be detected.
From the CH 3 N isomeric group, methanimine (CH 2 NH) was observed in Sgr B2 (Godfrey et al. 1973) . The simplest amino acid, namely, glycine could have been formed by the reaction between methanimine and formic acid (Godfrey et al. 1973) . In that sense, methanimine is the precursor molecule for glycine (Suzuki et al. 2016) . Similarly, from the CH 5 N isomeric group, methylamine (CH 3 NH 2 ) was detected (Kaifu et al. 1974; Fourikis et al. 1974) in both Sgr B2 and Orion A. Holtom et al. (2005) showed from theoretical and experimental studies that glycine could have been formed by the reaction with another precursor molecule (reaction between methylamine and CO 2 under UV irradiation on an icy grain mantle). On the other hand, methylamine could be produced by two successive hydrogen addition reactions with methanimine. It can also be formed by four successive hydrogen additions to HCN on the surface of grains (Godfrey et al. 1973; Woon 2002; Theule et al. 2011) . Both the precursor molecules (methylamine and ethylamine) of glycine were observed in comet wild 2 (Glavin et al. 2008) and in the coma of 67P/Churyumov-Gerasimenko (by the Rosetta Orbiter Spectrometer for Ion and Neutral Analysis mass spectrometer (Altwegg et al. 2016) ).
Microwave and mm-wave spectra of the two conformers of ethanimine (E-and Z-ethanimine) were characterized in order to guide the astronomical searches (Lovas et al. 1980; Brown et al. 1980) . They recommended that ethanimine from the C 2 H 5 N isomeric group should be a possible interstellar molecule which can be seen in space. Finally, ethanimine has been detected with both the forms in the same sources where methanimine has already been observed (Loomis et al. 2013 ).
From the C 2 H 7 N, C 3 H 7 N and C 3 H 9 N isomeric groups, ethylamine, propanimine and trimethylamine are of special interests because they could possibly play a role towards the formation of amino acids and other pre-biotic molecules. Recently, Margulès et al. (2015) has performed the first spectroscopic study of propanimine molecule. Similar to the ethanimine molecule, Margulès et al. (2015) found that propanimine can exist in two conformations, E-propanimine and Z-propanimine. In order to detect these species under astrophysical conditions, the spectroscopic details as well as the chemical abundances of these species are essential to know. Section 2 describes the computational details and methodology of our work. Results are extensively discussed in Section 3. General conclusions of this work are provided in Section 4. In the Appendix, we present the gas phase formation and destruction pathways. As the supplementary materials of this work, we provide the catalog files for ethylamine and (1Z)-1-propanimine which could be very useful for the future detection of these species in the ISM. 
Notes.
a Suzuki et al. (2016) . b Hasegawa, Herbst & Leung (1992) . c Quan et al. (2010) . d Quan et al. (2016) . e Woon (2002) .
COMPUTATIONAL DETAILS AND METHODOLOGY

Quantum chemical calculations
All the calculations are performed with the Gaussian 09 suite of programs (Frisch et al. 2013) . Table 1 shows some ice phase reactions which lead to the formation of various interstellar amines and aldimines. Some of these reactions are radical-radical (RR) in nature and thus can happen at each encounter. However, there are some reactions between neutrals and radicals (NR) which often possess activation barriers. The QST2 method with B3LYP/6-311++G(d,p) levels of theory are employed to calculate various energy barriers (activation barrier and Gibbs free energy of activation). Moreover, QST2 method is also used to determine reaction pathways and transition state structures.
In order to estimate accurate enthalpies of formation of all the species of various isomeric groups, the Gaussian G4 composite method is used. In arriving at an accurate total energy for a given species, the G4 composite method performs a sequence of well-defined ab-initio molecular calculations (Curtiss et al. 2007; Etim et al. 2016) . Each fully optimized structure is verified to be a stationary point (having non-negative frequency) by harmonic vibrational frequency calculations. For computing the enthalpy of formation, we calculate atomization energy of molecules.
Experimental values of the enthalpy of formation of atoms are taken from Curtiss et al. (1997) . In Table 2 , we summarize the present astronomical status and enthalpy of formation (∆ f H O ) of all the species considered here. Subsequently, in all the tables, we arrange the species according to the ascending order of the enthalpy of formation. Some experimental values of the enthalpy of formation (if available) are also shown for comparison. Relative energies of each isomeric group members are also shown with G4 level of theory. Osmont et al. (2007) found that this level of theory is also suitable for the computation of the enthalpies of formation. Moreover, in Table 2 , we also include our calculated enthalpies of formation with the B3LYP/6-31G(d,p) level of theory. In our case, we found that the calculated enthalpies of formation with B3LYP/6-31G(d,p) level of theory are closer to the experimentally obtained values than that of the G4 composite method.
Species with permanent electric dipole moments are generally detected from their rotational transitions and about 80% of all the known interstellar and circumstellar molecules were discovered by these transitions. Intensity of any rotational transition is especially dependent on the temperature and the components (a-type, b-type and c-type) of dipole moment (McMillan et al. 2014; Fortman et al. 2014) . Relative signs of the dipole moment components may cause the change of intensities of some transitions (Müller et al. 2016) . These intensities are directly proportional to the square of the dipole moment and inversely proportional to the rotational partition function. Thus, in general, for a fixed temperature, higher the dipole moments, intensities are higher. All the molecules considered here have a non-zero permanent electric dipole moment. Dipole moment components along the inertial axis (µ a , µ b and µ c ) are summarized in Table 3 . For the computation of the dipole moment components, we use various levels of theory. Among them, our calculations at the HF level, yielded excellent agreement with the existing experimental results. Lakard (2003) already analyzed permanent electric dipole moments of some aliphatic primary amines. They used various models for comparing their calculated results with the experimentally obtained results. They found that HF/6-31G(3df) model is more reliable for the aliphatic amines. According to their calculations, on an average, this model can predict values of permanent electric dipole moments with a deviation of only 2.1% of its experimental values. With reference to their results, here, we use the same method and the basis set to compute the dipole moment components. In Table 3 , we show our calculated dipole moment components along with the experimental values, whenever available. Table 3 depicts that for most of the cases our estimated total dipole moments are in good agreement with the experimentally available data. In case of E-Ethanimine of C 2 H 5 N isomeric group, we found a maximum deviation of (11.5%) between our calculated and experimental values of total dipole moments. On an average, we found a 5.35% deviation between our calculated and experimental.
As mentioned earlier, the rotational spectroscopy is the most convenient as well as the most reliable method for detecting molecules in the ISM. Quantum chemical studies have succeeded in providing reliable spectroscopic constants to aid laboratory microwave studies. Accurate quantum chemical studies of rotational transition frequencies may lead to interstellar detections with confidence. Calculations of the rotational level need high-level basis sets for accurate estimations of structure, spectrum and for optimization to obtain the ground state energy. We use MP2 perturbation method with 6-311++G(d,p) basis set which is capable of producing spectroscopic constants close to the experimental values. Corrections for the interaction between rotational motion and vibrational motion along with corrections for vibrational averaging and anharmonic corrections to the vibrational motion are also considered in our calculations. In Table 4 , we summarize our calculated theoretical values of rotational constants for all the species considered here. A comparison with the existing experimental results, whenever available is also made. These spectroscopic constants can be used to generate catalog files of spectroscopic frequencies by using the SPCAT program (Pickett 1991) in the JPL/CDMS format. Table 4 also contains the rotational partition function of a temperature relevant to the hot core condition (∼ 200 K) . Among all the species considered here, λ 1 -azanylmethane is a prolate symmetric top and trimethylamine is an oblate symmetric top and both have 3 rotational symmetries. Rest of the species in this study are asymmetric top having rotational symmetry 1. We calculate the rotational partition function for the asymmetric top species by,
where, σ is the rotational symmetry number. Rotational partition function for the prolate symmetric top molecule is calculated by,
For the oblate symmetric top molecule, rotational partition function is calculated as,
Chemical modeling
Our large gas-grain chemical model (Das et al. 2008b (Das et al. , 2013a Majumdar et al. 2014a,b; Das et al. 2015a,b; Gorai et al. 2017a,b) is employed for the purpose of chemical modeling. We assume that gas and grains are coupled through accretion and thermal/non-thermal desorption. Unless otherwise stated, a moderate value of the non-thermal desorption factor ∼ 0.03 is assumed as mentioned in Garrod, Wakelam & Herbst (2007) . A visual extinction of 150 and a cosmic ray ionization rate of 1.3 × 10 −17 s −1 are used. The initial condition is adopted from Leung, Herbst & Huebner (1984) . In order to mimic actual physical conditions of the star-forming region, we consider the warm-up method that was established by Garrod & Herbst (2006) . Initially, we assume that the cloud remains in isothermal (T = 10 K) phase for 10 6 years which is then followed by a subsequent warm-up phase where the temperature can gradually increase up to 200 K in 10 5 years. So, our simulation time is restricted to 1.1 × 10 6 years. We assume that each phase has the same constant density (n H = 10 7 cm −3 ).
Our gas phase chemical network is principally adopted from the UMIST 2012 database (McElroy et al. 2013) . For the grain surface reaction network, we primarily follow Ruaud et al. (2016) . In addition to the above network, our network includes some reactions which are needed for the formation/destruction of interstellar amines and aldimines. Ice phase formation of some of these amines and aldimines which are considered here are shown in Table 1 . Similar pathways are also considered for the formation of these species in the gas phase as well.
For the computation of the gas phase rate coefficients of some additional gas phase neutral-radical (NR) reactions with barrier, we use transition state theory (TST), which leads to the Eyring equation (Eyring 1935) :
where, ∆G ‡ is the Gibbs free energy of activation and 'c' is the concentration which is set to 1. ∆G ‡ is calculated by the quantum chemical calculation (QST2 method with B3LYP/6-311++G(d,p)). Equation 1 depicts that rate coefficient is exponentially increasing with the temperature. Thus, to avoid any unattainable rate coefficient around the high temperature domain, we use an upper limit (10 −10 cm 3 s −1 ) for Eqn. 1. Normally, radical-radical addition reaction with a single product can occur through the radiative association. Vasyunin & Herbst (2013) outlined the rate coefficient for the formation of larger molecules by gas phase radiative association reactions. According to them, a larger molecule such as, CH 3 OCH 3 can be formed by,
They considered the following temperature dependent rate coefficient for the above reaction:
In our work, we also consider similar rate coefficients for the radical-radical gas phase reactions leading to a single product. In our model, we consider the formation and destruction of these species in both the phases.
To compute the rate coefficients of ice phase reaction pathways, we use diffusive reactions with a barrier against diffusion (κ × R dif f ) which is based on thermal diffusion (Hasegawa, Herbst & Leung 1992) . κ is the quantum mechanical probability of tunneling through a rectangular barrier of thickness 'd' . κ is unity in the absence of a barrier. For reactions with activation energy barriers (E a ), κ is defined as the quantum mechanical probability for tunneling through the rectangular barrier of thickness 'd'(= 1Å) and is calculated by,
Chemical enrichment of interstellar grain mantles depends on the desorption energies (E d ) and barriers against diffusion (E b ) of the adsorbed species. In the low-temperature regime, the mobility of the lighter species such as, H, D, N and O mainly controls the chemical composition of interstellar grain mantle. Composition of the grain mantle under the low-temperature regime is already discussed on several occasions (Chakrabarti et al. 2006a,b; Das et al. 2008a Das et al. , 2010 Das & Chakrabarti 2011; Sahu et al. 2015; Das et al. 2016; Sil et al. 2017 ). Here, we use E b = 0.50E d (Garrod 2013) . Binding energies are mostly taken from KIDA databse. Binding energy of some of the newly added ice phase species were not available in KIDA database. For these species, we have added the binding energies of the reactants which are required towards the formation of these species. A similar technique was also employed in Garrod (2013) . For example, for the calculation of the binding energy of CH 3 CNH, we add the binding energies of CH 3 CN and H.
For the destruction of gaseous amines and aldimines, we assume various ion-neutral (IN) and photo-dissociative pathways. Various IN and photo-dissociative destruction pathways were already available in Quan et al. (2016) (for ethanimine) and McElroy et al. (2013) (for methanimine). We follow similar pathways and the same rate coefficients for the destructions of other amines, aldimines and their associated species. In the Appendix, we point out all the gas phase formation and destruction reactions which are considered here. In analogy, for the destruction of ice phase amines, aldimines and their associated neutrals, we assume similar photo-dissociative reactions. Rate coefficients for the photo dissociative reactions are assumed to be the same in both the phases. Abundances of the gas phase species can also decrease via adsorption onto the ice. However, the reverse process of desorption also occurs.
RESULTS AND DISCUSSIONS
In this Section, the results of high-level quantum chemical calculations together with our chemical model are presented and discussed. A detailed discussion of each isomeric group is given below.
CH 3 N Isomeric Group
This group contains two molecular species (Fig. 1 ), methanimine and λ 1 -azanylmethane. Methanimine (CH 2 NH) has already been observed long ago using Parkes 64 m telescope in Sgr B2 (Godfrey et al. 1973) . However, the presence of λ 1 -azanylmethane is yet to be ascertained. Based on the enthalpy of formation and relative energy values shown in Table 2 methanimine appears to be the most stable candidate of CH 3 N isomeric group. But enthalpy of formation is not sufficient enough to dictate the abundance of this species specifically when the system is far away from the equilibrium. It is only the reaction pathways which can dictate the final abundance of any species in the ISM. Our calculated dipole moment components (shown in Table 3 ) of methanimine are very close to the available experimental values. From our calculated dipole moment components, it is found that for methanimine, 'a' and 'b' type rotational transitions are the strongest whereas 'c' type transitions are absent. In the case of λ 1 -azanylmethane, the strongest component of dipole moment is found to be the 'a' component whereas the 'b' component is found to be the weakest. The average dipole moment component of methanimine is found to be slightly higher than that of the λ 1 -azanylmethane. Our calculated rotational constants for methanimine are also shown in Table 4 which are found to be very close to the prevailing experimental values.
It is believed that the methanimine is primarily created within the cold ice phase. The dominated pathways are shown in the reaction range R4-R7 of Table 1 . Starting with the cyanide radical, CH 2 NH may form through the successive hydrogen addition reaction in ice phase. Subsequent hydrogen addition may take place in two ways: hydrogen addition with HCN could result in H 2 CN (R4) or HCNH (R5). Woon (2002) pointed out that reactions R4 and R5 possess activation energy barriers of about 3647 K and 6440 K respectively. H 2 CN and HCNH can further produce CH 2 NH by the hydrogen addition reaction (R6 and R7 respectively). Surface network of KIDA already considered the reactions enlisted in Graninger et al. (2014) and thus HCN/HNC related chemistry is consistent. The gas phase pathways of Graninger et al. (2014) is also considered in our gas phase network. Near the higher temperatures, methanimine may be produced by the decomposition of methylamine (CH 3 NH 2 ) (Johnson & Lovas. 1972) . Recently, Suzuki et al. (2016) pointed out that this species could be produced on the interstellar ice by other reactions (R1-R3) shown in Table 1 .
For the gas phase reactions G4 and G5 of Table 5 , we obtain ∆G ‡ to be 8.37 and 10.06 Kcal/mol respectively. In Fig. 2ab , chemical evolution of methanimine within the cold isothermal phase and in Fig. 3 the subsequent warm-up phase is shown. Abundances are shown with respect to H 2 molecules. It is clear that during the isothermal phase, methanimine is significantly abundant in both the phases and having a peak abundance of 5.93×10
−08 in gas phase and 3.49 × 10 −06 in the ice phase. Strong decreasing slope of gas phase methanimine is observed from Fig. 2a . Fig. 2b also depicts a decreasing slope (during the end of the isothermal regime) of ice phase methanimine due to the production of methylamine by successive hydrogen addition reaction (R8-R9). Dashed curves in Fig. 2a are shown for the gas phase abundances of all the aldimines and amines for the case where non-thermal desorption factor, a f ac is assumed to be 0. The gas phase abundance of methanimine with a f ac = 0 (dashed line in Fig. 2a ) and a f ac = 0.03 (solid line in Fig. 2a ) differ significantly. It is because in the isothermal phase, the gas phase contribution of methanimine is mainly coming from the ice phase via non-thermal desorption mechanism. Following KIDA database, desorption energy of methanimine is assumed to be 5534 K. It is evident that in the warm-up phase sublimation of methanimine occurs around 110K. In the warm-up phase ( Fig. 3) , abundance of gas phase methanimine is significantly increased due to the efficient gas phase formation by reactions G1-G7. Peak abundance of gas phase methanimine is found to be around 1.81 × 10 −09 . Our obtained values can be compared with the recent hot-core observation of methanimine ∼ 7.0 × 10 −08 in G10.47+0.03 and 3.0 × 10 −9 in NGC6334F by Suzuki et al. (2016) .
CH 5 N Isomeric Group
Only methylamine (CH 3 NH 2 ) belongs to this isomeric group (Fig. 4 ) and this was already observed long ago in Sgr B2 and Ori A (Kaifu et al. 1974; Fourikis et al. 1974) . In Table 2 , we compare our calculated enthalpies of formation with that of the existing experimental value. We find that our calculated value with the B3LYP/6-31G(d,p) method is closer to the experimentally obtained value than that computed from the G4 composite method. Methylamine is the precursor of an amino acid (glycine) formation. Takagi & Kojima (1973) ; Kaifu et al. (1974) found that the c-type transitions of methylamine are 4 times stronger than the a-type transitions. We also found a very strong c-component of dipole moment shown in Table 3 . Calculated total dipole moment component for methylamine is 1.2874 Debye whereas the experimentally obtained value is 1.31 ± 0.03 Debye (Table 3) . Also, a very good correlation between our calculated rotational constants and experimentally obtained values can be seen from Table 4 .
In the ISM, methylamine may be formed via two successive hydrogen addition reactions of methanimine in the ice phase (Godfrey et al. 1973; Suzuki et al. 2016) . Woon (2002) determined that the primary step of this hydrogen addition reaction may proceed in two ways. First, hydrogenation of methanimine yields CH 3 NH (R8) having activation barrier of 2134 K and second, it may produce CH 2 NH 2 (R9) having activation barrier of 3170 K. Reaction R8 and R9 may also occur in the gas phase as well. From our TST calculation, we have ∆G ‡ = 7.84 Kcal/mol for the reaction G8 of Table 5 . However, we did not find a suitable transition state for the gas phase reaction G9 of Table 5 . In the ice phase, R9 possesses higher activation barrier (1.485 times higher) than R8. We assume that a similar trend would be followed for the gas phase reaction G9 and so, we assume ∆G ‡ = 11.64 Kcal/mol for the gas phase reaction G9. Methylamine may further be produced by hydrogenation reaction of these two products by reaction numbers R10 and R11 respectively. Woon (2002) recommended that the simplest amino acid, glycine may be formed by the reaction between CH 2 NH 2 and COOH radical. So, methylamine is an important product towards the formation of glycine.
Since reactions G8 and G9 possess high ∆G ‡, during the isothermal phase, production of gas phase methylamine is inadequate. However, despite high activation barrier (E a ) reactions R8 and R9 would be efficiently processed on interstellar ice by quantum mechanical tunneling and populate the gas phase by the non-thermal desorption. Mainly due to the non-thermal chemical desorption phenomenon, ice phase methylamine populate the gas phase. It is clearly visible from Fig. 2a that for the case of a f ac = 0, gas phase contribution of methylamine is negligible (the dashed line corresponding to the methylamine is absent in Fig. 2a) , So, in the isothermal phase, contribution for the gas phase methylamine is mainly comes from the ice phase. We find that in the isothermal phase, methylamine attains a peak value of 8.46 × 10 −13 in the gas phase and 3.70 × 10 −08 in ice phase respectively. From Fig. 3 , it is observed that ice phase abundance initially increases due to the increase in the mobility of the reactants. Peak ice phase abundance of methylamine is obtained to be 5.44 × 10 −07 . Near the high temperature, production of gas phase methylamine significantly contributed due to (a) the enhancement of the temperature dependent rate coefficient of reactions G8 and G9 and (b) increase in the gas phase methanimine formation. The peak gas phase abundance of methylamine is found to be 5.54 × 10 −07 . Our obtained values may be compared with the recent observation of methylamine (Ohishi et al. 2017) . They predicted methylamine abundance ∼ 1.2 × 10 −08 in G10.47+0.03.
Five isomers belong to this isomeric group (Fig. 5 ): E-ethanimine, Z-ethanimine, ethenamine, N-methylmethanimine and aziridine. Out of these five isomers, recently, both the conformers (E and Z) of ethanimine (CH 3 CHNH) had been detected in Sgr B2 (Loomis et al. 2013) . From our quantum chemical calculation, we found that E-ethanimine is energetically more stable (4.35 KJ/mol by using MP2/6-311G++(d,p) and 1.2 KJ/mol by using G4 composite method) than Z-ethanimine. Quan et al. (2016) and Loomis et al. (2013) obtained an energy difference of 4.60 KJ/mol and 4.24 KJ/mol respectively between these two conformers. We have shown the enthalpy of formation values for all the species in Table 2 along with the experimentally obtained values, where available. Our calculated enthalpies of formation using B3LYP/6-31G(d,p) method are in good agreement with the experimentally obtained values of E-ethanimine, n-methylmethanimine and Aziridine. For a better assessment, in Fig. 6 , we show the enthalpy of formation with the molecule number noted in Table 2 and Fig. 5 for C 2 H 5 N isomeric group. Clearly, E-ethanimine has the minimum enthalpy of formation followed by Z-ethanimine. The energy difference between these two is smaller than the other isomers of this isomeric group. Observed isomers are marked as green circle in Fig. 6 and Fig. 7 and the unobserved are marked by red circle.
All the dipole moment components are presented in Table 3 . It is found that in both the cases (E and Z) b-type transition dominates. Our calculated values of dipole moments are compared with the existing values (Lovas et al. 1980; Lias et al. 2005) . The effective dipole moment of Z-ethanimine is found to be higher than that of E-ethanimine. Charnley et al. (1995) pointed out that for an optically thin emission, an idea about the antenna temperature could be made by calculating the intensity of a given rotational transition. This intensity is proportional to µ 2 /Q(T rot ), where µ is the electric dipole moment and Q(T rot ) is the partition function at rotational temperature (T rot ). In Table  4 , we have pointed out the rotational constants and the rotational partition function at T rot = 200 K. In Fig. 7 , we have shown the plot of the expected intensity ratio (by assuming all the species of this isomeric group have same abundances) with respect to the most stable isomer (E-ethanimine) of this isomeric group (relative energy values with molecule number of all isomer of C 2 H 5 N isomeric group noted in Table 2 ). In Fig. 7 , the expected intensity ratios for all the species of this isomeric group are shown by considering the three components of the dipole moment along with the effective dipole moments. Since in this isomeric group, Z-ethanimine has the largest effective dipole moment, assuming the same abundances, probability of detecting Z-isomer of ethanimine will be more favourable than the other isomers of this isomeric group. From Fig. 7 , we can see that after E and Z isomers of ethanimine, aziridine has the strongest transition but due to its higher relative energy in comparison to E-ethanimine makes it less probable candidate (if reaction pathways do not influence at all) for astronomical detection. Loomis et al. (2013) mentioned that in ice phase ethanimine may be produced via two consecutive hydrogen addition reactions with CH 3 CN. Quan et al. (2016) recently proposed that the first step (R14) hydrogen addition reaction with CH 3 CN has the barrier of 1400 K and the second step (R15) is a radical-radical reaction and assumed to be barrier-less in nature. For the gas phase reaction of G14 of Table 5 , our calculated value of ∆G ‡ is 10.32 Kcal/mol. Quan et al. (2016) additionally suggested that ethanimine can even be produced by the reaction between CH 3 and H 2 CN in ice phase. Among the gas phase pathways, reaction between C 2 H 5 and NH (reaction G23 of Table 5 ) may lead to CH 3 CHNH. In our network, We include all the gas phase reactions mentioned in Table 5 and ice phase reactions shown in Table 1 . For the gas phase barrier-less reactions, a conservative value of the rate coefficient (Vasyunin & Herbst 2013 ) are considered. Here, we assume only one form of ethanimine (E-ethanimine) for the purpose of our modeling.
In Fig. 2ab , we have shown the chemical evolution of ethanimine in the isothermal phase and subsequently the warm-up phase is shown in Fig. 3 . In the isothermal phase, ethanimine has the peak value of 4.99 × 10 −13 in the gas phase and 2.69 × 10 −08 in the ice phase respectively. During the warm-up phase, gas phase ethanimine has a peak value of 3.17 × 10 −08 . In the warm-up phase, gas phase production of ethanimine is also contributing due to the enhancement of the temperature dependent rate coefficient of reaction G14. Around 125 K, abundance of ethanimine attains a peak and started to decrease due to the efficient production of ethylamine by the successive hydrogenation reactions (R17-R18). Since the reaction R17 has a barrier, we use Eq.1 for the computation of its rate coefficient. Eq. 1 clearly says that as we are increasing the temperature, rate coefficient increases exponentially. Thus, in the warm-up phase, rate coefficient of reaction G17 increases exponentially and attain a reasonable rate (10 −10 cm 3 s −1 ) which means the destruction of ethanimine by the hydrogenation reaction also gradually increases and attain a quasi-steady state. At the end of our simulation (after 1.1 × 10 6 year), we are having an abundance of 1.27 × 10 −12 for Z-ethanimine whereas the predicted abundance of Z-ethanimine ∼ 6.0 × 10 −11 by Quan et al. (2016) .
Trans-ethylamine, gauche-ethylamine and dimethylamine belong to the C 2 H 7 N isomeric group (Fig. 8) . Interestingly, no species of this isomeric group is yet to be detected in the ISM. However, the presence of ethylamine was traced in comet Wild 2 (Glavin et al. 2008) . Ethylamine is the precursor of simple amino acid, glycine. It can exist in the form of two stable conformers: gauche and trans. Experiment by Hamada et al. (1986) shows that the trans conformer is slightly more stable than the gauche conformer. Our calculated values are also in line with this result. We obtained that gauche conformer has 1.67 KJ/mol higher energy than its trans conformer. So, according to the enthalpy of formation and relative energies are shown in Table 2 , trans-ethylamine has the least enthalpy of formation and is most stable among this isomeric group. In Fig. 9 , enthalpy of formation of this isomeric group is depicted with the molecule number and enthalpy of formation is noted in Table 2 . In comparison with the experimentally measured enthalpies of formation, the G4 composite method overestimates the enthalpy of formation values for ethylamine and dimethylamine.
In case of trans conformer of ethylamine, components a and c of dipole moments are stronger whereas for gauche form, b-component is found to be the strongest. For dimethylamine also the b-component of the dipole moment dominates and a and b components have minor contributions. Based on the data available from our quantum chemical calculations, in Fig. 10 , we have shown the expected intensity ratio with respect to the species having least enthalpy of formation. Fig. 10 depicts that the trans-ethylamine has the highest expected intensity ratio (∼ 1) in comparison with the other two members (gauche-ethylamine has 0.97 and dimethylamine has 0.69) of this isomeric group and thus trans-ethylamine has the highest probability of its astronomical detection from this isomeric group.
Ethylamine could be formed on the grain surface via two successive hydrogen additions of ethanimine. Our calculation reveals that the first step of this hydrogenation reaction having activation barrier of 1846 K (R17). For the gas phase hydrogenation reaction (G17), our calculated ∆G ‡ parameter is found to be 9.98 Kcal/mol. Since the second step of this reaction is radical-radical in nature, we assume that reaction R18 may be treated as a barrier-less process. Gas and ice phase abundances of ethylamine in the isothermal phase are depicted in Fig. 2ab . In the isothermal phase, we have a peak gas phase abundance of 1.19 × 10 −16 and in the ice phase 1.99 × 10 −09 . In the warm-up phase (Fig.  3) , ice phase abundance roughly remains invariant up to 125 K and then it starts to decrease sharply. Its gas phase abundance is higher and has a peak abundance of 3.98 × 10 −08 . In terms of the size of the molecule, ethanimine is more complex than methanimine. Similarly, their successors, ethylamine is more complex than methylamine. So, it may be expected that throughout the evolutionary stage, the abundances of ethanimine/ethylamine would be always less than that of methanimine/methylamine. But Fig.  2ab and Fig. 3 depicts that this trend is not universal for all circumstances. This is due to the fact that the formation of methanimine and its successor and ethanimine and its successor are processed through totally different channels. Their destruction rates are also different. For example, ice phase formation of methanimine mainly occurs by successive hydrogenation reactions with HCN (reaction R4 to R7) whereas ethanimine formation is mainly controlled by successive hydrogenation reactions with CH 3 CN (reaction R14 and R15). Now, reactions R4 and R5 contain much higher barrier than that of the reaction R14. Since HCN is more abundant than CH 3 CN, despite high barriers involved in the formation of methanimine, in the isothermal stage, most of the time, ice phase abundance of methanimine remains higher than ethanimine. In the hot core region, due to lower activation barrier of reaction R14, ethanimine formation become more favourable. Now, methylamine is forming from methanimine (by reaction numbers R8-R10) and ethylamine is forming from ethanimine (by reaction numbers R17-R18). Once again, the activation barrier involved in case of methylamine formation (reaction R9) is higher than the barrier involved in the formation of ethylamine (reaction R17). Since, very complex chemistry is going on, abundances of these species should be compared very carefully. Altwegg et al. (2016) showed that in 67P/Churyumov-Gerasimenko, relative abundance between methylamine and glycine is 1.0 ± 0.5 and ethylamine to glycine ratio is 0.3 ± 0.2. Taking the maximum and minimum values from this observation, we can see that methylamine to ethylamine ratio may vary in between ∼ 1 − 15. In order to check the correlation (if any) between the cometary ice as observed by Altwegg et al. (2016) and interstellar ice, we may focus on our ice phase evolution results of the isothermal (T = 10 K) phase. From our modeling results (Fig. 2b) , we found that in the isothermal phase (at time 10 6 year), the methylamine to ethylamine ratio to be of ∼ 17.7 in the ice phase which is very close to the observed value (Altwegg et al. 2016 ). This suggests that more in depth study is required to confirm this linkage between the interstellar and cometary origin of these molecules. 
C 3 H 7 N Isomeric Group
Nineteen isomers (Fig. 11) belong to C 3 H 7 N isomeric group. Figure 12 depicts enthalpy of formation (∆ f H O ) of this isomeric group. In Table 2 , we show the relative energies and enthalpy of formation of various isomers of this isomeric group. Only for cyclopropanamine, experimentally obtained enthalpy of formation is available and this is in close agreement with our calculated enthalpies of formation with the B3LYP/6-31G(d,p) method. Clearly, 2-propanimine is the most stable isomer of this group followed by 2-propenamine. Next species in this sequence is (1E)-1-propanimine. (1E)-1-propanimine has the lower energy than that of the (1Z)-1-propanimine.
Though (Dimethyliminio)methanide (molecule no. 19) has the highest enthalpy of formation and is the least stable of the species in this isomeric group, interestingly, our calculation listed in Table 4 shows that it possesses the highest effective electric dipole moment. (1Z)-1-propanimine (molecule no. 6) is found to be having the second highest effective dipole moment in this isomeric group. However, it is found that the a-type transitions of 1-Z propanimine are the strongest among all the species of C 3 H 7 N isomeric group. Figure 13 , shows the expected intensity ratio (by considering the three components of the dipole moment along with the effective dipole moment) with respect to the most stable (as well as the species having least enthalpy of formation) isomer. From Fig. 13 , it is clear that if the abundances of all these isomeric species are assumed to be the same, then (Dimethyliminio)methanide and (1Z)-1-propanimine may be the most probable candidate for the astronomical detection from this group. Since (Dimethyliminio)methanide is not very stable species, it does not have high probability of detection. Thus, based on the stability, enthalpy of formation and expected intensity ratio, (1Z)-1-propanimine is the most suitable species for the future astronomical detection from this isomeric group. However, it is the reaction pathways which can ultimately decide the fate of this species.
Methanimine and ethanimine have already been observed in the ISM and (1Z)1-propanimine may be the next probable candidate for astronomical detection. To the best of our knowledge, the astronomical searches of (1Z)-1-propanimine are yet to be reported in the literature. So (1Z)-1-propanimine remains the best candidate for astronomical observation among all the isomers of C 3 H 7 N isomeric group.
(1Z)-1-propanimine may be formed via two sequential H addition reaction on ice with propionitrile (CH 3 CH 2 CN), where propionitrile may be produced by the radical-radical barrier-less interaction between C 2 H 5 and CN. Instead of radical reactant CN, H 2 CN may also react with C 2 H 5 to form propanimine directly by the reaction R19. This reaction is assumed to be barrier-less in nature. We found that the first step (R21) of hydrogen addition with propionitrile has a barrier of 2712 K and the second step (R22) is a radical-radical interaction. We assume that the second step of this sequence is barrier-less. For the gas phase hydrogenation reaction (G21), our calculated ∆G ‡ parameter is found to be 11.03 Kcal/mol. In Fig. 2ab and Fig. 3 , we have shown the time evolution of propanimine (1Z-1-propanimine). It is evident from the figure that the production of (1Z)-1-propanimine is only favourable in the hot core region. We have a peak gas phase abundance of (1Z)-1-propanimine (propanimine) 2.20 × 10 −08 .
C 3 H 9 N Isomeric Group
We consider 4 species (Fig. 14) from this isomeric group namely, 2-aminopropane, propylamine, ethylmethylamine and trimethylamine. Methylamine is the most stable isomer of the CH 5 N group and ethylamine is the most stable isomer of the C 2 H 7 N isomeric group. In general, it is expected that the branched chain molecules would be comparatively more stable than the other species of an isomeric group. Recently, Etim et al. (2017) showed that Isopropyl cyanide, a branched chain molecule is the most stable within C 4 H 7 N isomeric group and Tert-butyl cyanide, another branched chain molecule is the most stable species within C 5 H 9 N isomeric group. Following the similar trend, we found that 2-aminopropane, a branched chain molecule of C 3 H 9 N isomeric group is the most stable isomer of this group. 2-aminopropane is found to be 2.51 Kcal/mol more stable than the propylamine. In Fig. 15 , we have shown the enthalpy of formation of these four species. Relative energy and enthalpy of formation of these four isomers are shown in Table 2 and arranged based on their enthalpy of formation. Theoretically calculated and experimentally obtained enthalpies of formation values have a similar trend. From Table 2 , it is evident that the calculated enthalpies of formation with the B3LYP/6-31G(d,p) method appears to be comparatively closer to the experimental values than that of the G4 composite method. Expected intensity ratio with respect to the species having the minimum enthalpy of formation is shown in Fig. 16 . Interestingly, though trimethylamine which has the lowest total dipole moment value among this isomeric group, the rotational intensity is found to be maximum because of its lower partition function. More interestingly, due to its unique structure, rotational constants A and B have the same value (8.75934 GHz). We also have reconfirmed this unique nature of trimethylamine (an oblate symmetric top species) by using the G4 composite method and HF/6-31G(3df) method. Since the production of propanimine from the very last isomeric group of this sequence, C 3 H 7 N, is not significantly higher, we have not prepared any reaction pathways for the formation of any species from the C 3 H 9 N isomeric group. In this section, we have investigated about the chemical abundances of some specific groups of amine and aldimines. Results presented here, clearly shows that imines (methanimine, ethanimine and propanimine) and amines (methylamine and ethylamine) may be efficiently produced in the ice phase (either in the isothermal or in the hot core regime). Depending upon the barrier energy considered, Fig. 3 depicts a nice trend of sublimation. For example, we have adopted binding energy of ethylamine and methylamine to be 6480 K and 6584 K respectively. Maintaining the trend, ethylamine starts to sublime faster than methylamine. Similarly, maintaining the trend of binding energies (5534 K, 5580 K and 6337 K for methanimine, ethanimine and propanimine respectively) sublimation sequence is also obtained for the imines as well.
ASTROPHYSICAL IMPLICATIONS OF THIS WORK
Methanimine is an important prebiotic molecule which is believed to be the precursor molecule for the formation of simplest amino acid, glycine. It was mentioned earlier that this species is detected in the ISM. Most interestingly, this species is also detected in the upper atmosphere of Titan (the massive moon of Saturn) (Vuitton et al. 2006) . Present atmosphere of Titan resembles the primeval atmosphere of Earth and thus thought to be important for the abiotic synthesis. Our present study found that methanimine may be further processed to form methylamine which is yet to be observed in the Titan's atmosphere. Modeling the Titan's atmosphere is out of scope for this paper. However, the inclusion of proposed pathways in the modeling of Titan atmosphere may come up with the higher mixing ratios of higher order imines and amines in Titan's atmosphere. 175.64941420 (9 3 6 10-8 2 7 9) (10 3 8 11-9 2 7 10) (10 3 7 10-9 2 8 9) (8 4 5 9-7 3 4 8) Figure 18 . Density variation of the intensity of various transitions of propanimine by considering non-LTE approximation.
We have performed radiative transfer modeling (both with LTE and non-LTE consideration) which may be useful for the future astronomical observation of ethylamine and propanimine in the ISM. For the calculation of the line parameters by using LTE approximation, we use CASSIS interactive spectrum analyzer (http://cassis.irap.omp. eu/). In Table 6 , we have pointed out some of the most intense transitions of ethylamine that fall in ALMA Bands 1-5. Required spectroscopic details for ethylamine is available in https://www.astro.uni-koeln.de/cdms/catalog Similarly, in Table 7 , intense transitions of propanimine is shown. Required spectroscopic details for (1Z)-1-propanimine is obtained by including the experimentally obtained rotational and distortional constants in SPCAT program (Pickett 1991) . For preparing these tables, we have used column density of H 2 = 10 23 cm −2 , n H = 10 7 cm −3 , excitation temperature = 130 K, FWHM= 10 km/s, V LSR = 64 km/s, source size = 3 , Abundance of ethylamine =4.0 × 10 −08
and abundance of propanimine to be 2 × 10 −8 . We have also performed non-LTE calculation by using RADEX programme (Van der Tak et al. 2007) . Collisional data file for ethylamine and propanimine is yet to be available in any database. Thus, we prepare the collisional data file in the appropriate format from the spectral information available in JPL (for trans-ethylamine) and from our calculation (for (1Z)-1-propanimine). Altogether we have considered transitions between 251 energy levels. Here, we assume H 2 as the colliding partner. In order to estimate the line profile with non-LTE, here, we have estimated the collisional rate of ethylamine and propanimine by following the relation mentioned in Sharma & Chandra (2001) . Sharma & Chandra (2001) estimated the collisional rate coefficient for a downward transition of an asymmetric top molecule, cyclopropene at temperature 'T' by,
In Table 8 and Table 9 , we have pointed out most intense transitions of trans-ethylamine and (1Z)-1-propanimine respectively which are falling within the ALMA band 1-5. For the non-LTE calculations, we have used column density of ethylamine to be 10 15 cm −2 and column density of propanimine to be 5.0 × 10 14 cm −2 , n H = 10 7 cm −3 , excitation temperature = 130 K, FWHM= 10 km/s.
For the transitions pointed out in Table 8 and Table 9 , we have studied the density variation of ethylamine ( Fig.  17) and propanimine ( Fig. 18) with the non-LTE consideration. Fig. 17 and Fig. 18 would be served as a very useful starting point for the observation of ethylamine and propanimine in the ISM. It is to be noted that in absence of the measured or calculated collisional data file, we have used our estimated collisional rate but it is known that the non-LTE transitions are heavily dependent upon collisional rates and consideration of random rates may end up with some misleading results.
CONCLUSIONS
In this work, we examine the possibility of detecting various molecules that belong to six specific isomeric groups. We have used the chemical abundance, enthalpy of formation, optimized energy, and expected intensity ratio to shortlist some species that might be the viable candidates for future astronomical detection in the ISM. According to our calculation, ethylamine remains the most suitable candidate for future astronomical detection in the ISM. (1Z)-1-propanimine also may be a potential candidate. From our gas-grain chemical modeling, we see that the precursor molecules (methylamine and ethylamine) of glycine could efficiently be formed around the star-forming region. Moreover, radiative transfer modeling (LTE and non-LTE) has been employed for the detection of these species in the ISM. a This work Note. a For the transitions with the same J k a k c -J k a k c but having different vibrational state, please see the catalog in the propanimine.tar.gz package included with this article. 
